Fluid flow through minerals pores occurs in underground aquifers, oil and shale gas reservoirs. In this work, we explore water and oil flow through silica nanopores. Our objective is to model the displacement of water and oil through a nanopore to mimic the fluid infiltration on geological nanoporous media and the displacement of oil with and without previous contact with water by water flooding to emulate an improved oil recovery process at nanoscale (NanoIOR). We have observed a barrier-less infiltration of water and oil on the empty (vacuum) simulated 4 nm diameter nanopores. For the water displacement with oil, we have obtained a critical pressure of 600 atm for the oil infiltration, and after the flow was steady, a water layer was still adsorbed to the surface, thus, hindering the direct contact of the oil with the surface. In addition, oil displacement with water was assessed, with and without an adsorbed water layer (AWL). Without the AWL, the pressure needed for oil infiltration was 5000 atm, whereas, with the AWL the infiltration was observed for pressures as low as 10 atm. Hence, the infiltration is greatly affected by the AWL, significantly lowering the critical pressure for oil displacement.
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. This effect can be quite severe, to the point that up to 80% of the porosity is accounted for pores ranging from 0.5 to 100 nm diameter (4500-5600 m depth) 1 . Thus, the nanoporosity can be very important as it interconnects larger pores and control the permeability of such reservoirs 1 . The confined fluids within these nanopores may have different properties from bulk fluids. E.g., water has a rather unique structuring, due to its intermediate and long-range inter-molecular interactions. Under confinement, this structuring is frustrated by surface effects, that disrupts the hydrogen bond network. As a result, new phenomena can emerge, as new phase transitions 2, 3 , layering near the interface 4, 5 , a first layer of "immobile water" 6 . For the nanoscale, the continuum models for fluids may not work 7 , thus the use of a atomistic description is needed. Molecular dynamics simulations are useful to simulate the fluid flow atomistically, with several examples in the literature. Botan et al. 7 have described the brine flow within clay (montmorillonite) slit pores, ranging from 2 to 9 nm widths. The authors observed that, the region that was perturbed by the surface was up to 1.2 nm long, the densities and velocities in that region varied considerably. The obtained viscosities, were similar to the bulk water viscosity, considering a region of constant density away from the surface. Zhu et al. 8 have simulated water flow between graphene sheets, they have observed that the water flux depends linearly on the pore area, for large enough pores. For the smaller pores (around 17 Å) the flow rate get a non-linear dependency with the pore area, they observe an increased flow for the smaller pores, an important surface effect, as the smaller pores have a greater quantity of water molecules that are influenced by the surface. Xu et al. 9 have explored the effect of wall roughness on the fluid flow in carbon nanotubes, with their molecular dynamics simulations, they have obtained larger shear stress and nominal viscosities for higher roughness, thus the roughness induces a flow resistance in the nanopores, and, the smaller the pore is, the higher is the influence of the roughness.
In our work, we explore the fluid flow on silica nanopores. The simulated nanopores are tailored to mimic real conditions of rock reservoirs with rough surfaces and two distinct passivation and diameters close to 4 nm. We simulate several cases of fluid infiltration: 1) Water and oil infiltration on empty nanopores. 2) Oil infiltration on water filled nanopores. 3) Water infiltration on oil filled nanopores, with and without an adsorbed water Scientific RepoRts | 6:28128 | DOI: 10.1038/srep28128 layer between the pore surface and the oil. We explore the different pressure differences needed for the fluids to infiltrate, the fluid structuring, interfacial tensions and viscosities inside the nanopores. The final goal of the work is to be able to simulate the oil extraction from a nanopore, namely Nano Improved Oil Recovery (NanoIOR).
Methodology
We have performed classical molecular dynamics (MD) simulations as implemented in the Large atomic/molecular massively parallel simulator (LAMMPS) package 10 . The chosen inter-atomic potential were, Cruz-Chu 11 for the amorphous silica matrix, CHARMM 12 for the oil molecules and SPCE/FH 13 for the water molecules. In order to combine different atomic species interactions, the Lorentz-Berthelot 14,15 combining rules were employed. All the systems had periodic boundary conditions, in the three directions. The reciprocal space particle-particle particle-mesh (PPPM) method 16, 17 was adopted for long-range electrostatic interactions with a cutoff of 10 Å for the van der Waals interactions. A timestep of 0.5 fs was used for all the MD calculations, with velocity-Verlet integration algorithm 18 . Temperature and Pressure were controlled by Nosé-Hoover thermostat 19, 20 and Andersen barostat 21 , respectively. The chosen temperature and pressure are 300 K and 200 atm, typical thermodynamical conditions of oil reservoirs. A table with the system sizes and number of atoms is included in the supplementary material (Table S1 ).
To induce flux on the nanochannels, an external force was applied to the atoms. This force is proportional to each atom's mass (gravity field). In that sense, all different atomic species will be subject to a constant and equal acceleration. As, there is a thermostat being applied to the system, the external force (in a particular direction), may be nullified while the thermostat tries to reach the thermal equilibrium, by changing the velocities of the atoms. For this reason, the thermostat's degrees of freedom are reduced, it will be applied only in directions perpendicular to the fluid flow. In addition to that, to avoid the silica matrix being pushed out by the fluid phases, a spring force was applied to the silica atoms, the spring constant used was 1.0 Kcal/(mol.Å 2 ). For the light crude oil or pure water infiltration, the simulation procedure consists in inserting an oil or water slab, 5 nm thick. Then, the MD was run for 2 ns, to let the fluid infiltrate in the nanopore. For the induced flow process, an oil slab was inserted in the system with a water filled pore and an adjacent water reservoir. The systems were then equilibrated for 1 ns, afterwards, the external force was turned on, with the tuned thermostats. Then, the flow took place for at least 5 ns, some cases were run for 10 ns, to make sure the flow was in a steady state, i.e., the radial velocity profile was no longer varying (shown in the Supp. Mat. Fig. S1 ). After the flow was steady, the external forces were turned off, and the systems where equilibrated for 1 ns, then a production run of 2 ns was used to obtain the desired properties. To simulate the back flow, i.e., water infiltrating back on the nanopore, the simulation is restarted from this point, and, the gravity field is then applied, again, until the flow is steady (5 ns). Finally, another equilibration run (1 ns) is performed, followed by another production run of 2 ns.
In order to characterize the confined fluids (oil and water), several properties were analyzed: the radial density profiles for distinct chemical species, the axial diffusion coefficients and the interfacial tensions. The average radial density profiles (RDPs) were obtained by sampling all the atomic positions inside the nanopores during the production runs (at every 5000 steps). All the RDPs were calculated for a 30 Å radius divided in 50 cylindrical shells, in that way, the silica region will also be included, to have a more clear picture of the rough pore structure. The considered length of the pore for the RDP calculations were from − 30 Å to + 30 Å of the central point of the pore along the axial direction. Thus, avoiding border and entrance effects.
As the fluids are confined on the radial direction, we have calculated the axial diffusion coefficients (ADC) using the Einstein relation from the Brownian motion, with the adapted dimensionality. It is also interesting to obtain the ADC values of the atoms that are close to the surface, to compare the behavior with the central atoms. Thus, we have divided the atoms in two regions: Region 1, considering atoms within the inner radius (central region) and Region 2, by taking in account the atoms located outside the inner radius (close to the surface). During the whole simulation, some atoms will change region, thus, we have considered only atoms that stayed in a given region for 90% of the simulation time for the mean squared displacement calculation.
We have obtained the pressure tensor for each atom individually according to the method described by Thompson et al. 16 . From the obtained pressure tensor, after its transformation to cylindrical coordinates (as described by Kim et al. 22 and Wang et al. 23 ), we were able to obtain the interfacial tensions with the Irving-Kirkwood method 24 , as described by de Lara et al. 25 . The following equation was used to calculate the interfacial tensions:
∞ ∞ dp r dr dr r dp r dr dr To obtain both the hydrogen bond number per water molecule and the order parameters S 1 and S 2 , we have also divided the pore in different cylindrical shells, with a thickness of 0.875 Å. Then, with a snapshot of the dynamics every 5000 steps for at least 2 ns the averages were calculated (minimum 800 snapshots). The chosen hydrogen bond (HB) criteria was geometrical, considering as a HB if the acceptor donor (O… H) distance was lower than 2.5 Å and the OHO angle higher than 100°. The order parameter S 1,2 is given by the following equation: where θ 1 is the angle between the water molecule's dipole and the normal vector to the surface, and θ 2 is the angle between the water molecule dipole and the pore's axis. The lower and higher limits of S 1,2 are: S 1 = 1 (S 2 = 1) then θ 1 = 0° (θ 2 = 0°), this means that the water molecule dipole is aligned to the cylinder normal (cylinder axis), and, S 1 = − 0.5 (S 2 = − 0.5) then θ 1 = 90° (θ 2 = 90°) the water molecule dipole is perpendicular to the cylinder normal (axis). In order to obtain the viscosity of the studied fluids, we have employed the method described by Botan et al. 7 . In this method, after a fluid flowing through a pore achieves steady-state flow its velocity profile would reach a parabolic shape. As our systems have cylindrical pores, they will show a radial velocity profile (RVP). With the calculated RVP  v r ( ( )), the applied force to induce flux (F g (z)) and the fluid density (ρ), the viscosity (η) can be determined with the following equation:
is the second derivative of the RVP. Although, for this expression to work, one has to consider both the viscosity and the density as constants, thus, it should be evaluated far enough from the surface to neglect the variations due to surface effects. To obtain the velocity profile, we have calculated the average velocity as a function of the radius of the molecules that flow through the nanopore. The sampling was for each 5000 steps for at least 3 ns after steady flow (minimum 1200 snapshots), the bin size for the radial discretization was 1 Å.
The silica nanopores were carved on a coordination defect free cubic amorphous silica matrix of 9.6 nm side. Since, the initial silica matrix is under periodic boundary conditions, and, the aim of this work is to simulate nanopores with fluid reservoirs along side, the edges of the supercell perpendicular to nanopore's axis were also carved, leaving two exposed surfaces, as shown in Fig. 1 . In order to obtain charge neutral surfaces, the carving process left only oxygen atoms at the surfaces (with no under coordinated Si). One could then, simply add hydrogen atoms to passivate the exposed oxygen atoms, however, amorphous silica surfaces contains SiOH, Si(OH) 2 and SiOSi (siloxane) terminations. In order to obtain realistic surfaces, a Monte Carlo scheme, as proposed by Makimura et al. 26 , was used to passivate the surface. We have explored two different passivations as shown in Table 1 .
One can see that the two different passivations have sightly different diameters, this happens because during the carving/passivation process a rough surface is obtained, with inner and outer diameters, as shown on Fig. 1(c) . The difference between the inner and outer diameter of the nanopores is about 10 Å, and the diameters showed on Table 1 are the middle point between the inner and outer diameters, the "diameter" shown on Fig. 1 
(c).
It is important to observe that the different passivations leads to different hydrophilicities. It is known that siloxane reconstructed silica surfaces are hydrophobic 27 , whereas terminations on silanol and geminal groups are hydrophilic 28 . As we have all these terminations, with different concentrations, our surfaces will have different hydrophilicities. The SiOH-Rich case is more hydrophilic than the SiOSi-Rich case, because it have a lower concentration of siloxanes in the surface. This can significantly change the fluid interactions with the surface, as will be explored in this work.
The simulations were performed with pure water and light crude oil. The light crude oil was a combination of alkanes, cycloalkanes, and aromatic hydrocarbons molecules with the composition of: 11.14% of hexane, 14.03% of heptane, 16.00% of octane, 20.71% of nonane, 7.25% of cyclohexane, 13.75% of cycloheptane, 4.21% of benzene and 12.91% of toluene, already used in previous works 29, 30 .
Results
Oil and Water Infiltrating Empty Nanopore. Initially, we have explored the fluid infiltration of water and oil on empty (vacuum) silica nanopores. On Fig. 2(d-f) , three snapshots of the water infiltration simulation are shown. The water molecules infiltrate quickly, in less than 1 ns, and symmetrically from both sides of the structure. First, the molecules adhere to the surface of the nanopore, and start to occupy "deeper" positions as the simulation goes on. After that, the inner part of the nanopore begin to be occupied, as the water molecules start to structure through hydrogen bonds with those that are already on the surface and with the ones on the reservoir. After 1 ns, the entire nanochannel is filled. The process is spontaneous, and there is no need to apply any forces to induce the infiltration.
On Fig. 2(a-c) , the oil infiltration process is shown. Similar to water, the infiltration begins with molecules adhering to the surface, then, the core of the nanopore starts to be filled. However, the oil infiltration is quicker than water, after a half of nanosecond, the pore is completely filled. The water infiltration process is slower because of the hydrogen bond network, that hinder the movement of the molecules. F or the oil, we do not have such interactions, therefore, molecules can infiltrate quicker. For both the water and oil cases, the passivation does not change the infiltration process, since the observed infiltration is very similar.
The radial density profiles (RDP) of the water and oil filled pores were analyzed for both passivations. On  Fig. 3 , one can see that the systems have very similar molecular distributions for the two studied passivations. The SiOH-Rich case extends to higher radius, as the pore diameter in these cases is 3 Å higher (radius 1.5 Å bigger). The oil model that we are using has several different hydrocarbon molecules, thus, analyzing each species separately can bring new information about the system. The RDP for each hydrocarbon molecule is plotted at Fig. 4 , there is a clear accumulation of nonane near the center of the nanopore. In addition, the benzene molecules only appear near the surface. Thus, the lightest oil component tends to be near the surface, and the heaviest stays close to the center of the nanopore. Comparing the two studied passivations, again there are no major differences. In the reservoir, the water and oil densities were 1.03 and 0.65 g/cm 3 , respectively.
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For the axial diffusion coefficients (Table 2) , for both fluids in region 1 the SiOSi-rich case has lower diffusion coefficients than the SiOH-rich case. Whereas, for the region 2 the diffusion coefficients are higher, again, for both fluids, due to the weaker interaction with the less hydrophilic surface. Also, for both passivations the diffusion coefficient is one to two orders of magnitude lower near the surface (region 2) than in the central region 1, as the molecules have their movement hindered by the interaction with the surface and also by the surface roughness. The self diffusion coefficients for water and oil in the reservoir were 2.71 × 10 −5 cm 2 /s and 1.95 × 10 −5 cm 2 /s, respectively.
Whereas, for the calculated interfacial tensions (Table 3) , there is a clear difference between the two passivations. As one can notice, the silica/oil interfacial tensions decreases for the SiOSi-Rich case, which is less hydrophilic, whereas, for the silica/water the interfacial tensions are not significantly affected. Thus, the oil is more influenced by the difference in the surface passivations. Oil Infiltrating Water Filled Nanopore. In this subsection, we will explore both passivations with an oil/ water interface in the reservoir, as shown on Fig. 5 . The reservoir has water alongside the silica matrix, and after about 2 nm (for both sides), the oil slab begins, having a thickness of 5 nm. To induce the fluid flux, as explained in the methodology section, a gravity field was applied, only to the oil molecules. The objective is to emulate a pressure difference on the system. The equivalent pressure is obtained by summing up the forces that each atom is subject to, and dividing by the simulation cell area perpendicular to the flow direction. It is also important to consider the geological oil infiltration processes on the rock nanopores, where the pore is initially filled by water or brine, which is displaced by the invading oil. In this way, the correct structuring of the oil, water and rock surface inside the nanopore can be captured and the oil displacement could be simulated at detailed and precise fashion. Different pressures were applied, in order to obtain the critical pressure P c for the oil infiltration. No infiltration was observed for both SiOH-Rich and SiOSi-Rich cases when pressures of 200 to 550 atm were applied. For pressures above 600 atm the infiltration was observed for both passivations. After the flow was established, one could see that a water layer remained adsorbed at the pore's surface, as shown in Fig. 6 . It is also important to note that, for 1000 and 1500 atm pressures a dripping effect at the exit end of the nanochannel is observed. Whereas, at 2500 atm pressure, a steady flux with no dripping occurs. After the flux, the systems were equilibrated for 1 ns, by turning off the external forces, followed by a 2 ns production run. The radial density profiles for both passivations are shown on Fig. 7 . The two different passivations have different positions for the peak water densities, again because they have different diameters. The Gaussian-like distribution of the adsorbed water extends to the end of the rough part of the silica (increasing density region of the silica RDP), its width can be related to the characteristic length that the water molecules have reduced mobility 31, 32 . However, some water molecules can be found at the pore region (silica RDP = 0), hydrogen-bonded to the water within the surface's indentations. Interestingly the SiOSi-Rich case have a higher density, reaching 1.13 g/cm 3 , contrasting to the 0.75 g/cm 3 of the SiOH-Rich case. The nanopore radius difference between SiOH-Rich and SiOSi-Rich is 1.5 Å, whereas the peak water density radius differs by 5 Å.
Label Diameter (Å) SiOH terminations Si(OH) 2 terminations SiOSi terminations
The higher density near the less hydrophilic surface is counter-intuitive and should be looked more closely. To clarify this behavior we have calculated the number of hydrogen bonds per water molecule as a function of the radius, shown in Fig. 8 case has a higher number of hydrogen bonds (HBs) per molecule than the SiOH-Rich H 2 O
Filled
, and extends for a longer radius. This means that when the water is adsorbed on the more hydrophilic surface, and do not have the inner water layers, that were washed by the oil flux, the HBs with the surface are enhanced, hindering the adsorption of inner water layers, that are more easily removed by the oil flux. The SiOSi-Rich H 2 O Adsorbed water do not interact so strongly with the less hydrophilic surface, thus being more accessible to hydrogen bonds with inner water layers, thus the water density keeps increasing for lower radius, as the water-water interaction is stronger. Then, the inner and higher peak is observed.
The oil partitioning was also observed for this case, shown on Fig. 9 . With the adsorbed water layer, the molecule distribution of the oil changes significantly, comparing with the oil only filled pore (Fig. 4) . The different hydrocarbons are more evenly distributed, the nonane does not have a twofold difference in the density as it was the case for the oil only filled pore. Also, there is a higher content of benzene in the oil, and it is highly accumulated at the pore's surface, with the SiOSi-Rich case having a higher peak near the surface, also cycloheptane accumulation in both cases is more pronounced. Additionally, the interfacial tension were calculated, as shown in Table 3 . To the more hydrophilic SiOH-Rich case the interfacial tension increases by 30% with the adsorbed water layer, when comparing to the oil only filled nanopore. Whereas, the less hydrophilic SiOSi-Rich case is not affected by the adsorbed water layer. Thus, the presence of the water layer can change the interfacial tension, thus to calculate it properly one should consider this water layer, because as shown in this subsection, when the oil infiltrates the nanopore a water layer will remain adsorbed, thus, that is likely to be found in oil reservoirs.
The diffusion coefficients were obtained for the equilibrated systems after the flow, as shown in Table 2 . The SiOH-Rich case has no water in the central region 1, and in region 2 its diffusion coefficient is one order of magnitude higher than in the region 2 of the pure water filled nanopore. Thus, the adsorbed water is more mobile than the water that is close to the surface in a water-only filled nanopore. That is due to the fact that those water molecules are not involved in a hydrogen bond network with neighboring water, as the the adjacent fluid is oil. Whereas, for the SiOSi-Rich case the diffusion coefficients are similar for both simulations, as the interaction with the surface is already weak. For the SiOH-Rich passivation, the oil in the central region 1 has a diffusion coefficient that is one order of magnitude lower than the pure oil nanopore, whereas, for the SiOSi-Rich passivation the diffusion coefficient is 1.5 times higher than in the pure oil nanopore with the same passivation.
Another point of analysis was the ordering of the confined water molecules. On Fig. 8 Filled ). After the surface disturbance the values for both passivations approach − 0.3 (θ = ± 68.6°), and that is close to the dipole-OH bond angle of 54.7°, thus, the hydrogens tend to be pointing to the cylinder surface. In addition, the SiOH-Rich case is more perturbed by the surface, due to the higher hydrophilicity. Closer to the surface the angles are lower (oscillate around ± 61° from r = 18 to 23 Å), then the molecules are oriented even closer to the dipole-OH bond angle. The S 1 for the SiOH-Rich H 2 O Adsorbed case has contributions for higher radius then the SiOH-Rich H 2 O Filled case, reflecting the hydrogen bond behavior, the last peak also have a higher moduli for the adsorbed water, contrasting with the SiOSi-Rich case, were both SiOSi-Rich H 2 are have an increase near the surface, contrasting with the adsorbed water cases. Therefore, when the pore is full of water, near the surface the water molecules are a bit more tilted in relation to the pore's axis then in the adsorbed water case. The same is true for S 1 just for the SiOSi-Rich cases, again showing a lower influence of the surface in these cases.
We have also calculated the viscosity of water and oil flowing through the nanopore, as shown in Table 4 . All the viscosities were obtained with the applied pressure of 2500 atm. The obtained velocity profiles were after infiltration equilibration when a steady flow regime is obtained. The water viscosity was calculated when the water was injected in an oil filled pore (with the water layer adsorbed on the surface). To obtain the oil viscosity it was injected in a water filled pore (water only). The obtained viscosities are significantly higher than the values calculated for bulk (using Green-Kubo method 33 ), the confinement clearly has an effect on the fluid transport, for both water and oil. Also, the surface passivation has influence on the viscosities, as one can observe that for both water and oil the viscosities are higher for the SiOH-Rich case, thus, the hydrophilicity again plays an important role on the fluid behavior, leading to increased viscosities.
Water Infiltrating Oil Filled Nanopore. We have simulated two cases of water infiltration in oil filled nanopores, the first was with the adsorbed water layer, obtained from the oil infiltration simulations. The second case was an oil only filled pore, thus we can access the differences in the obtained properties. Again, different pressures were applied to obtain the flow through the nanopore. When there is a adsorbed water layer (AWL), the water infiltrates with applied pressures as low as 10 atm (lowest simulated pressure). Although, when there is no AWL (oil only filled pore) the water does not infiltrate that easily, with applied pressures ranging from 2500 to 4500 atm no water infiltration is observed, only when a pressure of 5000 atm is applied the water is able to displace the oil and infiltrate in the nanopore. In such way, the presence of the AWL is crucial to correctly model the oil infiltration on pores, with a striking difference if it is not taken into account.
Conclusions
We have simulated nanopores carved on a amorphous silica matrix, with two different hydrophilicities, the SiOH-Rich (higher hydrophilicity) and SiOSi-Rich (lower hydrophilicity). The water and oil infiltration on these nanopores was explored. First, empty (vacuum) nanopores with water or oil adjacent reservoirs were simulated, both water and oil infiltrated quickly (less than 1 ns) on the nanopores. The radial density profiles and oil partitioning were not significantly affected by the different hydrophilicities, neither the water/silica interfacial tension. Although the oil/silica interfacial tension was reduced by 35% for the less hydrophilic case (SiOSi-Rich). After that a reservoir with an oil/water interface was simulated, in order to inject the oil in the water filled nanopores. Initially, we have obtained the critical pressure (P c ) necessary for the oil to infiltrate in the nanopore. For both passivations we have found a P c of 600 atm. After the oil infiltration a water layer was still adsorbed to the surface, with a higher density for the less hydrophilic case. The presence of the adsorbed water layer increased the interfacial tension by 30% for the SiOH-Rich case, but the SiOSi-Rich case was not affected. As the main interest of the oil industry is to displace oil through rock pores, we have simulated the water infiltration on oil filled silica nanopores, with and without the adsorbed water layer. The critical pressure for the water infiltration was assessed for both cases, and with the adsorbed layer the infiltration was observed for pressures as low as 10 atm (lowest simulated pressure), whereas, for the oil only filled pore the critical pressure needed was 5000 atm. Remarkably a thin water layer can be critical for the correct description of water infiltration on oil filled pores. This can be crucial for modeling of geological processes at nanopore scale, that can be applied to the oil industry.
